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Fig. 1: Reactions of sulfinated polymers with alkylation agents (R represents alkyl,

aryl, any organic radical, M represents alkali 1ons or alkaline-earth 1ons or any
monovalent or bivalent metal cation or ammonium cation, Polymer represents
any polymer main chain, Hal represents F, Cl, Br, I, X represents a number

between 2 and 20, X represents electron-attracting groups)
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Fig. 2: Modification of polymeric sulfinates via sulfinate alkylation with sultones
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Fig. 3: Alkylation of polymeric sulfinates with halogenalkyl-ammonium- and
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Fig. 4: Alkylation of polymeric sulfinates with halogenealkyl-amines and
halogenealkyl-hydrohalogenides (x represents a number between 1 and 20, R
represents alkyl, aryl, benzyl, Z represents any intermediate groups such as

alkylene, benzyl etc., Hal represents F, Cl, Br, I)
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Fig. 4a: Reaction of aromatic fluorinated imidazole with polymeric sulfinates
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Fig. 4b: Reaction of halogenalkyl-imidazoles with polymeric sulfinates
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Fig. 6: Alkylation of the sulfinate group of polymeric sulfinates with halogene-hetaryl
compounds (Polymer represents any polymer main chain, M represents metal
cations such as Li", Na’, K', Rb", Cs" or ammonium ion, Z represents any

hetaryl- or heterocyclic radical)
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Fig. 9: Introduction of a self-conducting functional group into Polysulfon Udel®
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Fig. 10: Introduction of a self-conducting group into sulfinated polyetherketone
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OLIGOMERS AND POLYMERS
CONTAINING SULFINATE GROUPS, AND
METHOD FOR PRODUCING THE SAME

This 1s a continuation, of prior application number PCT/
DEO03/00733 designating the U.S., filed Feb. 28, 2003,
which 1s hereby incorporated herein by reference in its
entirety.

SUMMARY

The mvention relates to polymers obtained by S-alkyla-
tion of sulfinated polymers with alkylation agents, and
AB-cross-linked polymers obtained by reacting polymers
containing alkylation groups with low-molecular sulfinates,
under S-alkylation, or AB-cross-linked polymers obtained
by S-alkylation of sulfinated polymers with polymers con-
taining alkylation groups, whereby sulfinated polymers are
reacted with alkylation agents (I) wherein R represents alkyl,
aryl, or any organic radicals;

Polymer—¢S05:M)g 1 g+ (0,01-80n) Hal—R

Fn=-
-MHal
Polymer—¢50,—R)p 18,

()

(0,01-80n) (CRy)x |
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_hn.-
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0,1-8n

Polymer—CSO,M)p 1_gp T (0,01-80n) CH;=—CHX —*

PDlymer _f 802 - CH2 - CHzX)[L 1-8n
O

/ \

(0,01-80n) H,C—CH—R ——=

(‘JH
Polymer SO>,—CH,—CH—R
0,1-8n

Polymer—SO;M)g 1_gn +
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PDly _f ALK)& 1-8n T (0 ,,0 111—8011) S—R ——
/
MO
0\
Poly-— ALK—S—R
O /0, 1-8n
\
Poly—ALK)g 1 gn + S—Poly! —
/
MO 0,1-8n
0
Poly—t— ALK—S—1 Poly’

| /
O/, 1-8n

M represents alkali 1ons or alkaline-earth 1ons or any
monovalent or bivalent metal cation or ammonium
cation; ALK represents any alkylation group or poly-
mer; Poly represents any polymer main chain; Hal
represents F, Cl, Br or Iodine; x represents a number
between 2 and 20; X represents electron-attracting
groups and n represents the number of repeat units of
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2

the base polymer; and whereby polymers containing
alkylation groups are reacted with sulfinated com-
pounds.

The mvention also relates to the polymers obtained by
reacting sulfinated polymers with mixtures of various mono-
functional alkylation agents. Furthermore, the invention
relates to polymers obtained by reacting sulfinated polymers
with mixtures of monofunctional and difunctional or oligo-
functional alkylation reagents (cross-linking agents), 1n
addition to membranes and other moulded bodies. Disclosed
are also the polymers obtained by reacting polymers con-
taining alkylation groups with low-molecular or high-mo-
lecular sulfinates, whereby mixtures of various sulfinates
can also be used.

Finally, the mvention relates to methods for producing
said sulfinate-alkylated polymers, and for producing mem-
branes and other moulded bodies from said sulfinate-alky-
lated polymers.

STATE-OF-THE-ART

It 1s known from the literature, that low-molecular sulfi-
nates can be S- or O-alkylated'. Thus the alkylation of
sulfinates with methyl 1odide with formation of a methyl
sulfone has been described. It 1s known, that polymers
containing sulfinate groups can be cross-linked using dih-
alogen or oligohalogen alkanes by sulfinate-S-alkylation™>.
It 1s also known, that sulfinate groups can be alkylated via
nucleophilic aromatic substitution®. Furthermore it is
known, that sulfinate 10ons are able to do a Michael-typ-

addition on olefines carrying electron-attracting groups”.

L T. Okuyama, Sulfinate ions as nucleophiles, in “The Chemistry of Sulphinic
Acids, Esters and their Derivatives (Ed. S. Patai), John Wiley and Sons, 1990,

S. 639-664
2 J. Kerres, W. Zhang, W. Cui, J. Polym. Sci.: Part A: Polym. Chem. 36,
1441-1448 (1998)

3> Jochen Kerres, Wei Cui, Martin Junginger, J. Memb. Sci. 139, 227-241
(1998)

4 A. Ulman, E. Urankar, J. Org. Chem. 54, 4691-4692 (1989)
> S. Oae, N. Kunieda, in Organic Chemistry of Sulfur (Ed. S. Oae), Plenum,
N.Y., 1977, 8. 625-637

The mtroduction of functional groups according to the
invention (especially anion exchange groups, cation
exchange groups as well as their non-1onic precursors with-
out cross-linking reactions) in polymeric sulfinates via sul-
finate alkylation with halogen compounds or with sultones
or other electrophilic groups, which react with sulfinate
groups, €.g. olefines with electron-attracting groups, using
methods according to the invention has not been described
so far to our knowledge 1n the literature.

BRIEF DESCRIPTION OF THE DRAWINGS

The drawings are to a selection of reactions representative
of the invention.

DESCRIPTION OF THE INVENTION

Surprisingly it has been found, that sulfinated polymers
can be modified versatile via sulfinate-S-alkylation. By
means of this reaction functional groups can be introduced
in polymers, which can not be introduced by other methods.

A selection of the newly-discovered reactions 1s shown in
FIG. 1.

The first set concerns the reaction of sultones with poly-
meric sulfinates, as shown e.g. 1n FIG. 2. However in
principle there 1s no limitation for the selection of the
sultones. Any sultone can be used. The small ring sultones



US 7,288,599 B2

3

(4- and 5-rings) are more reactive due to their high ring
tension than the big ring-sultones (6-rings and bigger). The
highest reactivities are shown by the perfluorinated small-
ring sultones such as for the perfluorinated sultone 1n FIG.
2. Also lactames, lactones and sultames as well as mixed
compounds from these components can be reacted with
sulfinates.

The second set of reactions i1s the surprisingly possible
alkylation of polymeric sulfinates with halogen aryl-, halo-
gen alkyl- and halogen benzyl- ammonium- and phospho-
nium salts, as shown e.g. in FIG. 3.

There 1s 1n principle no limitation to the selection of the
respective ammonium- or phosphonium salt, however pre-
ferred are such ammonium- or phosphonium salts, which
carry either long alkyl (longer than propyl)- or phenyl
groups on the ammonium or phosphomium group, because
such salts are better soluble 1n these organic solvents, 1n
which also the polymeric sulfinates are soluble (dipolar-
aprotic solvents such as N,N-dimethylformamide DMEF,
N-methylformamide, N,N-dimethylacetamide DMAc, N,N-
dimethylpyrrolidinone NMP, dimethylsulfoxide DMSO,
sulfolane). To further improve the compatibility of the
solutions of sulfinated polymers with the ammonium-/phos-
phonium salts crown ethers can be added to the polymer
solution such as 18-crown-6, 15-crown-5 oder 12-crown-4,
which coordinate the cation of the sulfinate group. For the
halogen leaving group of halogen alkyl or benzyl com-
pounds the following order of reactivity for the alkylation of
the sulfinate group has been observed: I>>Br>Cl>>F. For
the halogen leaving group of halogen aryl compounds the
following order of reactivity for the alkylation of the sulfi-
nate group has been observed: F>>Cl>Br>1.

Surprisingly, a further group of halogen compounds,
which react with polymeric sulfinates, are halogenated pri-
mary, secondary and tertiary aliphatic, aromatic and/or ben-
zylic amines as well as halogen benzyl amines and their
hydrohalogenides, some of these are shown in FIG. 4.
Hereby the amino group can be protected with an amino
protection group. Especially surprising 1s also the introduc-
tion of imidazole groups according to the invention possible,
as shown 1n FI1G. 4a and FIG. 4b6. F1G. 4a shows the reaction
of fluorinated aryl imidazole derivatives with polymeric
sulfinates, whereas in FIG. 45 1s shown the reaction of
halogen alkyl 1imidazoles with polymeric sulfinates.

A Tourth set of reactions concerns the surprisingly pos-
sible S-alkylation of sulfinates with halogen alkyl- or halo-
gen aryl- or halogen benzyl-sulfonates, phosponates, car-
boxylates, boronates or their non-1onic precursors, somw of
which are shown in FIG. 3a.

Hereby are preferred the non-ionic precursors of sul-
fonates, phosphonates and carboxylates (acid halides, acid
esters, acid amides, acid imides, acid anhydrides), because
they are better soluble 1n the organic solvents which are used
to dissolve the polymeric sulfinates, and also do not show
undesirable interactions with sulfinate groups (such as e.g.
formation of 1on pairs). If necessary, crown ethers can be
added to the sulfinated polymer solutions and the halogen
aryl-, halogen alkyl- or halogen benzyl carboxylates, halo-
gen aryl-, halogen alkyl- or halogen benzyl phosphonates or
halogen aryl-, halogen alkyl- or halogen benzyl sulfonates or
halogen aryl-, halogen alkyl- or halogen benzyl boronates, to
complex the cations of the salts.

As already mentioned, amongst the aromatic halogens the
aromatic fluorine compounds react best with sulfinates via
S-alkylation. It has been found surprisingly, that the addition
of calcium compounds to the reaction mixture and/or the
alter-treatment of the polymers, polymer blends, polymer
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4

(blend) membranes or other bodies obtained from the reac-
tion products according to the invention with aqueous solu-
tions ol calcium compounds favours the sulfinat-S-alkyla-
tion reaction. Presumably the fluoride anions liberated
during the S-alkylation are precipitated from the reaction

equilibrium by formation of very sparingly soluble calcium
fluoride:

DAr—F+2MO,S— R'+Ca’*—2Ar—S(0),—R'+CaF,

If the S-alkylation reaction 1s conducted 1n organic sol-
vents, calcium compounds are preferred, which are soluble
in organic solvents, such as e.g.:

calcium acetylacetonate (Bis-(2,4-pentanedionato)-cal-
ciuim)

calctum-bis-(6,6,7,7,8,8,8-heptatluor-2,2-dimethyl-3,5-
octandionate)

calctum-1,1,1,5,5,5-hexatluoracetylacetonate

calctummethylate

calctumoxalate

calctum-D-gluconate

calctum-(2,2,6,6-tetramethyl-3,5-heptandionate)

calciumtriflate (Trifluormethanesulfonic acid calcium
salt)

However for some reactions 1t 1s suflicient to add to the
reaction mixture an in the used solvent sparingly soluble
calcium salt, because already small quantities of calcium
ions and fluoride 10ns 1n the reaction mixture are suilicient
to precipitate calcium fluoride. Thus to the reaction mixture
can be added 1norganic calcium salts: calcium halogenides,
calcium sulfate, calcium hydrogensulfate, calctum phos-
phate and -hydrogenphosphates, calcium oxide, calcium
hydroxide and other calcium salts.

It 1s also wise to post-treat the reaction products of the
S-alkylation of sulfinates with aryl fluor compounds with
aqueous solutions of calcium salts, on the one hand to
complete the S-alkylation reactions and on the other hand to
precipitate the toxic fluoride 1ons liberated during the reac-
tion with calcium 1ons as CaF,, which 1s important for an
industrial production process.

Surprisingly 1t has been found, that during the reaction of
difluorinated and higher fluorinated aromatic sulfonic acid
halides with polymeric sulfinates simultaneously cross-link-
ing reactons take place, because the reaction product 1s no
longer soluble 1n organic solvents. In FIG. 5B the postulated
course¢ ol the reaction of a polymeric Li-sulfinate with
pentatluorobenzene sulfochloride 1s shown. The covalently
cross-linked 1onomer membranes obtained show a surpris-
ingly low 1onic resistance at a surprisingly low water up-take
(swelling) (see examples). Surprisingly 1t has been found,
that a mixture of:

low-molecular difluorinated and higher fluormated aro-
matic sulfonic acid halides, carbonic acid halides or

phosphonic acid halides or other non-10nic precursors
of corresponding acids (ester, amides, 1mides)

and

low-molecular perfluorinated aromatic compounds as per-
fluorodiphenylsulfone, pertluorobenzophenone, per-
fluorotriphenylphosphinoxide, perfluorodiphenyl, per-
fluorodiphenylether and other perfluorinated aromatic
compounds (FIG. 5¢) leads via reaction with polymeric
or oligomeric sulfinates to cross-linked ionomer mem-
branes with particularly high chemical stability and low
swelling also at high temperatures.

Surprisingly i1t has been found, that also mixtures of
polymeric or oligomeric sulfinates with the following low-
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molecular compounds lead to covalently cross-linked 10no-
mer membranes with a particular advantageous profile of
properties:
low-molecular pertluorinated or partly fluorinated precur-
sor of aromatic carbonic acids, phosphonic acids or
sulfonic acids or their non-ionic precursor (acid
halides, acid amides, acid imides, acid ester)

and

dihalogen alkanes Hal(CH,) Hal (x=1-20, Hal=I, Br, Cl)

A further, fifth set of compounds, which reacts surpris-
ingly via S-alkylation with polymeric sulfinates, are hetaryl
halogen compounds, a selection of which 1s shown i FIG.
6. In particular 1t has been found, that by the reaction
according to the invention reactive dyes can be bound to
sulfinated polymers. In FIG. 7 exemplary reactive groups of
dyes are shown, which react with sulfinate groups by
S-Alkylation. The order of athinity of (het)aromatic halogen
compounds for the S-Alkylation reaction 1s F>Cl>Br>I.
Thereby the reactive groups are not limited to halogen
radicals, but can be also protected or unprotected vinylsul-
fone groups or other unsaturated olefine groups. Olefines
with electron-attracting groups (e.g. sulfone groups, sul-
fonate group, sulfonamide group, sulfonimide group, nitro
group, halogen group, nitroso group, carbonyl group, car-
boxyl group) are preferred.

In FIG. 8 exemplary reactive dyes are shown, which react
according to the mvention. A field of application of such
polymers coloured with reactive dyes 1s non-linear optics.
An advantage of these polymers is, that the dyes are bound
permanently by the alkylation reaction according to the
invention to the polymer.

In addition 1t has been found surprisingly, that by the
method according to the invention functional groups can be
introduced 1n polymers, into which normally these groups
can not be introduced. Thus a functional group can be
introduced by a metalation reaction into polymers, which

can be metalated and are self-conductive (FIG. 9)°.

 Kerres et al., J. Polym. Sci., Part A: Polym. Chem., 39, 2874-2888 (2001)
Until now it was not possible to introduce this group into polymers, which can
not be metalalated. A group of polymeres, which can not be metalated, are
polyetherketones, because organo metallic compounds as e.g. n-butyllithium
would add to the carbonyl function. By the method according to the invention
a way 1s opened to introduce the self-conducting group also into polyether-
ketones. Thereto the sulfochloride groups of a polymer containing sulfochlo-
ride groups are reduced with e.g. sodiumsulfite to sulfinate groups. The
sulfinate groups can be alkylated subsequently with a halogen-containing

compound, which contains the self-conducting group (FIG. 10).

Furthermore 1t has been found surprisingly, that polymers
contaiming alkylation groups can be reacted with low-mo-
lecular or high-molecular sulfinates by S-alkylation.
Examples for alkylation groups according to the mvention
are (Hal=F, Cl, Br, I):

halogen alkyl groups Hal-—Al (Al=aliphatic radical)

halogen aryl groups Hal—Ar

halogen benzyl groups Hal—CH,—Ar

Examples for polymers with alkylation groups according
to the invention are in particular halogen methylated poly-
meres (e.g. chlorine methylated polystyrole, bromine methy-
lated polysulione).

In addition it has been found surprisingly, that also thin
films (membranes) or other bodies from sulfinated polymers
can be modified by sulfinate-S-alkylation according to the
invention, and this either on the surface or 1n the bulk: 11 the
membrane 1s swollen 1 an organic solvent containing also
the alkylation agent all sulfinate groups of the membrane/
moulded body can be alkylated; 1n the non-swollen state the
membrane/moulded body 1s modified only on the surface
(this comprises also the inner surface of porous membranes).
Surprisingly 1t has been found, that also the inverse case 1s
possible: membranes or other moulded bodies contaiming
alkylation agents are swollen in a suitable organic solvent

10

15

20

25

30

35

40

45

50

55

60

65

6

containing low-molecular or high-molecular sulfinate com-
pounds. The alkylation takes place either on the surface or

in the bulk.

Furthermore 1t has been found surprisingly, that thin films
(membranes) or other moulded bodies 1f neccessary
covalently cross-linked can be produced via sulfinate-S-
alkylation 1n one step, by making in a first step the following
reaction mixtures:

(1) a sulfinated polymer 1s dissolved 1n a suitable organic
solvent. Then to the solution an alkylation agent or a
mixture of various alkylation agents, whereby the alky-
lation agents may possess also 2 or more alkylation
groups (=cross-linker), 1s added. At the same time the
alkylation agent may possess also further functional
groups, €.g. cation exchange groups or their non-1onic
precursors or anion exchange groups or their non-1onic
precursors.

(2) A polymer containing alkylation groups (e.g. a halo-
gen methylated polymer) 1s dissolved 1 a suitable
organic solvent. Then to the solution a low-molecular
or high-molecular compoud(s) containing one or more
sulfinate groups 1s(are) added. At the same time the
sulfinates may possess also further functional groups,
¢.g. cation exchange groups or their non-1onic precur-
sors or anion exchange groups or their non-ionic pre-
CUrsors.

In a further step the reaction mixtures are cast onto a
support (glass metal or polymer plate, textile support, non-
woven) using a doctor knife. Then the solvent 1s evaporated
by a temperature increase and/or application of low pressure.
During the solvent evaporation the alkylation reactions take
place.

To covalently cross-link the membranes, high-molecular
or low-molecular compounds containing 2 or more alkyla-
tion groups have to be added to the reaction mixture (1). An
example for a high-molecular cross-linker, which can be
used according to the invention, 1s a halogen methylated
polymer (chloromethylated polystyrole, bromomethylated
polysulione). Examples for low-molecular cross-linker are
shown 1n FIG. 11. Thereby the cross-linker may possess
besides the functional groups to be reacted with the sulfinate
groups also further functional groups, e¢.g. basic or acidic
functional groups (FIG. 11) or their non-1onic precursors.

EXAMPLES OF APPLICATION

1. Reaction of Polysulfone-lithitumsulfinate with
(3-bromopropyl)trimethylammoniumbromide

10 g 5 wt % PSU-lithtumsulfinate solution (1 sulfinate
group per repeat unit) in dimethylsulfoxide DMSO are
mixed with 10.179 g of a 5 wt % solution of (3-bromopro-
pyDtrimethylammonumbromide 1n DMSO under stirring.
The mixture 1s allowed to stand 1n a closed glass bottle 1n a
drying oven at a temperature of 80° C. for 48 h. Subse-
quently, the solution 1s poured into a glass Petr1 dish, and the
solvent 1s evaporated. Then the film 1s removed from the
Petr1 dish and post-treated using the following procedure:

24 h at ambient temperature 1n 10% aqueous NaOH solution
24 h at 60° C. 1n water

2. Reaction of Polysulfone-lithiumsulfinate with
(3-bromopropyl)triphenylphosphontumbromide

10 ¢ 5 wt % PSU-lithtumsulfinate solution (1 sulfinate
group per repeat umt) i dimethylsulfoxide DMSO are
mixed with 18.104 g of a 5 wt % solution of (3-bromopro-
pyDtriphenylphosphoniumbromide 1n DMSO under stirring.
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The mixture 1s allowed to stand 1n a closed glass bottle 1n a
drying oven at a temperature of 80° C. for 48 h.

Subsequently, the solution 1s poured into a glass Petri
dish, and the solvent 1s evaporated. Then the film 1s removed
from the Petr1 dish and post-treated using the following
procedure:

24 h at ambient temperature 1n 10% aqueous NaOH solution
24 h at 60° C. 1n water

3. Reaction of Polysulione-lithiumsulfinate with
2-chloromethylbenzimidazole

10 g 5 wt % PSU-lithiumsulfinate solution (1 sulfinate
group per repeat unit) in N-methylpyrrolidinone are mixed
with 0.325 g 2-chloromethylbenzimidazole 1n DMSO under
stirring. The mixture 1s allowed to stand in a closed glass
bottle 1n a drying oven at a temperature of 80° C. for 48 h.
Subsequently, the solution 1s poured 1nto a glass Petri dish,
and the solvent 1s evaporated. Then the film 1s removed from
the Petr1 dish and post-treated using the following proce-
dure:

24 h at ambient temperature 1n 10% aqueous NaOH solution
24 h at 60° C. 1n water

4. Reaction of Polysulione-lithiumsulfinate with
Cibacron® Brilliantgelb C. I. 18972

10 ¢ 5 wt % PSU-lithiumsulfinate solution (1 sulfinate
group per repeat unit) i dimethylsulfoxide DMSO are
mixed with 1.7 g of Cibacron® Brilliantgelb C. 1. 18972
under stirring. The mixture 1s allowed to stand 1n a closed
glass bottle in a drying oven at a temperature of 80° C. for
48 h. Subsequently, the solution 1s poured 1nto a glass Petri
dish, and the solvent 1s evaporated. Then the film 1s removed
from the Petr1 dish and post-treated using the following
procedure:

24 h at 90° C. 1n 7% aqueous HCI solution
24 h at 60° C. 1n water

5. Reaction of Polysulfone-lithiumsulfinate Mait
Cibacron® Brilhantrot C. 1. 181035

10 ¢ 5 wt % PSU-lithiumsulfinate solution (1 sulfinate
group per repeat unit) in dimethylsulfoxide DMSO are
mixed with 3.88 g of Cibacron® Brilliantrot C. 1. 18105
under stirring. The mixture 1s allowed to stand 1n a closed
glass bottle in a drying oven at a temperature of 80° C. for
48 h. Subsequently, the solution 1s poured into a glass Petri
dish, and the solvent 1s evaporated. Then the film 1s removed
from the Petr1 dish and post-treated using the following
procedure:

24 h at 90° C. 1n 7% aqueous HCI solution
24 h at 60° C. 1n water

6. Covalently Cross-Linked Anion Exchange
Membrane with Quaternary Ammonium Salts

11 g 15 wt % PSU(SO,L1), solution (2 sulfinate groups
per PSU repeat unit) in N-methylpyrrolidinone (NMP) are
mixed with 0.51 g (3-bromopropyl)trimethylammoniumbro-
mide and stirred under slight heating until dissolution of the
salt. Then 0.38 ml 1,4-diiodobutane (cross-linking agent) 1s
added and further 5 g NMP. The reaction mixture 1s cast onto
a glass plate using a doctor knife and the solvent 1s evapo-
rated 1n a vacuum drying oven at 140-150° C. and first 700
mbar, then <10 mbar pressure. During the membrane for
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mation, the alkylation reactions take place. Then the mem-
brane 1s removed under water and post-treated as follows:
48 h at ambient temperature up to 90° C. in 1N NaOH

48 h at ambient temperature up to 60° C. 1n water

7. Covalently Cross-Linked Anion Exchange
Membrane with Quaternary Phosphonium Salts

9.94 ¢ 15 wt % PSU(SO,L1), solution (2 sulfinate groups
per PSU repeat unit) in N-methylpyrrolidinone (NMP) are
mixed with 1.026 g (3-bromopropyl)triphenylphosphonium-
bromide and stirred under slight heating until dissolution of
the low-molecular salt. Then 0.34 ml 1,4-diiodobutane
(cross-linking agent) 1s added and further 5 g NMP. The
reaction mixture 1s cast onto a glass plate using a doctor
knmife and the solvent i1s evaporated 1n a vacuum drying oven
at 140-150° C. and first 700 mbar, then <10 mbar pressure.
During the membrane formation, the alkylation reactions
take place. Then the membrane 1s removed under water and

post-treated as follows:
48 h at ambient temperature up to 90° C. in 1N NaOH

48 h at ambient temperature up to 60° C. 1n water

8. Covalently Cross-linked Cation Exchange
Membrane from PSU-sulfinate and

(2-Bromomethyl)Sulfonic Acid Na-salt

6.67 g 15 wt % 1 PSU(SO,L1), solution. (2 sulfinate
groups per PSU repeat unit) in N-methylpyrrolidinone
(NMP) are mixed with 0.38 g (2-bromomethyl)sulfonic acid
Na-salt and stirred under slight heating until dissolution of
the low-molecular salt. Then 0.05 ml 1,4-diiodobutane
(cross-linking agent) 1s added and further 8 g NMP. The
reaction mixture 1s cast onto a glass plate using a doctor
knife and the solvent i1s evaporated 1n a vacuum drying oven
at 140-150° C. and first 700 mbar, then <10 mbar pressure.
During the membrane formation, the alkylation reactions
take place. Then the membrane 1s removed under water and
post-treated as follows:

48 h at ambient temperature up to 90° C. i 10% HCI
48 h at ambient temperature up to 60° C. in water

9. Covalently Cross-linked Cation Exchange
Membrane from PSU-sulfinate and

(2-Chloroethane) Sulfonic Acid Halide

6.67 g 15 wt % 1 PSU(SO,L1), solution (2 sulfinate groups
per PSU repeat unit) in N-methylpyrrolidinone (NMP) are
mixed with 0.545 g (2-chloroethane) sulfonic acid halide
and stirred under slight heating until dissolution of the
low-molecular acid halide. Then 0.05 ml 1,4-diiodobutane
(cross-linking agent) 1s added and further 8 g NMP. The
reaction mixture 1s cast onto a glass plate using a doctor
knife and the solvent 1s evaporated 1n a vacuum drying oven
at 140-1350° C. and first 700 mbar, then <10 mbar pressure.
During the membrane formation, the alkylation reactions
take place. Then the membrane 1s removed under water and
post-treated as follows, during which the acid halide 1s
hydrolysed to the sulfonic acid:

48 h at ambient temperature up to 90° C. in 10% HCI

48 h at ambient temperature up to 60° C. in water

10. Covalently Cross-linked Cation Exchange
Membrane from PSU-sulfinate and
(2-Bromomethane)Phosphonic Acid Diethylester

6.67 g 15 wt % PSU(SO,L1), solution (2 sulfinate groups
per PSU repeat unit) in N-methylpyrrolidinone (NMP) are
mixed with 0.819 g (2-bromomethane)phosphonic acid
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diethylester stirred under slight heating until dissolution of
the low-molecular ester. Then 0.05 ml 1,4-duodobutane
(cross-linking agent) 1s added. The reaction mixture 1s cast
onto a glass plate using a doctor knife and the solvent is
evaporated 1n a vacuum drying oven at 140-150° C. and first
700 mbar, then <10 mbar pressure. During the membrane
formation, the alkylation reactions take place. Then the
membrane 1s removed under water and post-treated as
tollows, during which the phosphonic acid ester 1s hydroly-
sed to the phosphonic acid:

48 h at ambient temperature up to 90° C. in 10% NaOH
48 h at ambient temperature up to 90° C. n 1N HCI

48 h at ambient temperature up to 60° C. in water

11. Ionomer Membrane with 4-fluorobenzene
Sulfochloride and Calciumtriflate

3 g RadelR(50,L.1), are dissolved 1 17 g NMP. Then to
the solution 1s added first 1.184 g calciumtritiuo-
romethansulfonate (calciumtriflate), then 3.32 g 4-fluo-
robenzene sulfochloride. It 1s stirred, until a clear solution 1s
obtained. The start of the nucleophilic aromatic substitution
reaction 1s recognmized at the increasing viscosity of the
polymer solution. The solution 1s cast onto a glass plate
using a doctor knmife and the solvent 1s evaporated at 130-
140° C. and 700 mbar to 1 mbar. Then the membrane is
removed under water and post-treated as follows:

24 h at ambient temperature up to 90° C. i 10% CaC(Cl,
24 h at ambient temperature up to 90° C. in 10% NaOH
48 h at ambient temperature up to 90° C. n 1N HCI

48 h at ambient temperature up to 90° C. 1n water

12. Ionomer Blend Membrane with
Pentafluorobenzene Sulfochloride (Membran 1296)

The following polymers are dissolved in NMP fora 15 wt
% solution:

2.258 g PSU(SO,11),

0.828 g Radel R(50,L1),

1.805 g sPEKCI (IEC=3.49 meq SO,H/g after hydrolysis)

1.335 ¢ sSPEEKCI (IEC=1.8 meq SO, H/g after hydrolysis)

Then 1.843 g pentafluorobenzene sulfochloride 1s added to
the polymer solution. It 1s stirred until homogenisation. Then
to the solution 1s added 0.75 g bis(4-fluorophenyl)sulfone

Typ polymeric sulfinate

PSUP-Sulfinat

Radel R -sulfinate
PEEK(SO,L1i)g 5(SO3L1) 5°
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and dissolved within. The solution 1s cast onto a glass plate
using a doctor knife and the solvent 1s evaporated at 130-
140° C. and 700 mbar to 1 mbar. Then the membrane 1is
removed under water and post-treated as follows:

24 h at ambient temperature up to 90° C. i 10% Ca(l,
24 h at ambient temperature up to 90° C. in 10% NaOH
48 h at ambient temperature up to 90° C. in 1N HCI

48 h at ambient temperature up to 90° C. in water

Thereby also post-treatment steps can be left out or the order
of the post-treatment steps can be altered.

Instead of pentafluorobenzene sulfochloride also other
fluorinated fluorobenzene sulfochlorides or fluorobenzoyl-
chlorides can be used in equimolar quantities or 1n excess for
the reaction, such as difluorobenzene sulfochlorides, trifluo-
robenzene sulfochlorides and tetratluorobenzene sulfochlo-
rides. Also further addition of other cross-linking agents 1s
possible, such as bis(3-nitro-4-tluorophenyl)sulione, bis(4-
fluorophenyl)phenylphosphinoxide or corresponding cross-
linking agents with additional suliohalide groups (bis(3-
chlorosulfo-4-fluorophenyl)sulfone. Also the addition of
dihalogenoalkanes or benzylhalogens 1s possible.

Characterisation results:
IEC (meq SO;H/g): 1.52
RSPHJ’,, 0.5N HCI (2*cm): 13.33
SW 25° C. (%): 108.6

SW 90° C. (%): 190

13. Tonomer Membranes with Difterent Fluorinated
Benzene Sulfochlorides

A polymeric sulfinate (see table 1) 1s dissolved in NMP.
Then a fluorobenzene sulfochloride or a fluorobenzoylchlo-
ride (see table 1) 1s added. It 1s stirred until homogenisation.
The solution 1s cast onto a glass plate using a doctor knife
and the solvent 1s evaporated at 130-140° C. and 700 mbar
to 1 mbar. Then the membrane 1s removed under water and
post-treated as follows:

24 h at ambient temperature up to 90° C.
24 h at ambient temperature up to 90° C.
48 h at ambient temperature up to 90° C.
48 h at ambient temperature up to 90° C.

10% CaC(l,
in 10% NaOH
in 1N HCI

1n water

1n

Thereby also post-treatment steps can be left out or the order
of the post-treatment steps can be altered.

TABL.

L1l

1

Data for Example 13

Quantity Quantity
Number SO,L1  sulfinate Acidchloride
pro RU? [g] Typ Acidchloride [g]

3 3 4-Fluorobenzene sulfochloride 2.85

3 3 2,6-Difluorobenzene sulfochloride 3.06

3 3 2,3, 4-Trifluorobenzene sulfochloride 3.32

3 3 2,3.,4,5-Tetrafluorobenzene 3.58

sulfochloride

1.3 3 Pentafluorobenzene sulfochloride 3.84
1 3 Pentafluorobenzene sulfochloride 3.12
0.5 3 Pentafluorobenzene sulfochloride 2.24
2 3 Pentafluorobenzoylchloride 4.7

PSU-sulfinate

“Repeat unit

"Polysulfon Udel (producer BP Amoco)
“Polyphenylsulfon Radel R (producer BP Amoco)
dPoly(etheretherketon) (producer Victrex)
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14. Tonomer Membranes with Fluorinated
Pentatfluorobenzene Sulfochloride and Additional

Cross-Linking Agent

3 g polymeric sulfinate (see table 2) 1s dissolved in NMP.
Then 1.95 g pentafluorobenzene sulfochloride (see table 2)
1s added. Then an aromatic cross-linking agent 1s added. It
1s stirred until homogenisation. The solution 1s cast onto a
glass plate using a doctor knife and the solvent 1s evaporated
at 130-140° C. and 700 mbar to 1 mbar. Then the membrane
1s removed under water and post-treated as follows:

24 h at ambient temperature up to 90° C. 1n 10% Ca(l,
24 h at ambient temperature up to 90° C. in 10% NaOH
48 h at ambient temperature up to 90° C. n 1N HCI

48 h at ambient temperature up to 90° C. in water

Thereby also post-treatment steps can be left out or the order
of the post-treatment steps can be altered.

TABLE 2

Data for Example 14

Quantity
Cross-
Number linking
Typ polymeric SO-11 agent
sulfinate per RU® Typ cross-linking agent [g]
PSUP-sulfinate 1.3 Bis(3-nitro-4-fluorophenyl)sulfone 0.935
" 1.3  Bis(3-sulfochloro-4- 1.22
fluorophenyl)sulfone
1.3  Bis(4- 0.85
fluorophenyl)phenylphosphinoxide
1.3  Bis(4-fluorophenyl)sulifone 0.69
“Wiederholungseinheit

*Polysulfon Udel (Hersteller BP Amoco)

Surprisingly it has been found, that the further addition of
a calcium salt to the reaction mixture 1n equimolar amounts
related to sulfinate groups further accelerates the reaction,
presumably by removal of the fluoride 1ons which form
during the nucleophilic substitution reaction as precipitated
calcitum fluoride. If calcium fluoride 1s formed, it would
remain in side the membrane matrix which leads to a higher
thermal resistance and mechanical stability of the mem-
branes. A calcium salt, which can be used in the reactions of
examples 13 and 14, 1s calcium trifluorosulfonate (calcium
triflate), because this salt is soluble n NMP and other
dipolar-aprotic solvents.

15. Ionomer Membrane with Pentatluorobenzene
Sulfochloride (Membran 1289)

3 g PSU(SO,L1), 1s dissolved in NMP. Then 2.5 g
pentafluorobenzene sulfochloride 1s added. It 1s stirred until
homogenisation. The solution 1s cast onto a glass plate using
a doctor knife and the solvent 1s evaporated at 130-140° C.
and 700 mbar to 1 mbar. Then the membrane 1s removed
under water and post-treated as follows:

24 h at ambient temperature up to 90° C. 1n 10% Ca(l,

48 h at ambient temperature up to 90° C. in 1N HCI
48 h at ambient temperature up to 90° C. in water
Characterisation Results:

~C (meq SO;H/g): 0.89
R, 0.5N HCI (Q * cm): 38.05
SW 25° C. (%): 24.6
SW 90° C. (%): 32.6
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16. Ionomer Membrane with 2,6-difluorobenzene
Sulfochloride (Membran 1297)

3 g PSU(SO,-L1), 5 1s dissolved in NMP. Then 3.06 g
2.6-difluorobenzene sulfochloride 1s added. It 1s stirred until

homogenisation. The solution 1s cast onto a glass plate using
a doctor knife and the solvent 1s evaporated at 130-140° C.

and 700 mbar to 1 mbar. Then the membrane 1s removed

under water and post-treated as follows:

24 h at ambient temperature up to 90° C. i 10% CaC(l,

48 h at ambient temperature up to 90° C. in 1N HCI

48 h at ambient temperature up to 90° C. 1n water
Characterisation Results:

~C (meq SO;H/g): 0.29
R, 0.5N HCI (Q * cm): 67.8
SW 25° C. (%): 13.8
SW 90° C. (%): 25.5

17. Ionomer Membrane with 2,3,4-trifluorobenzene
Sulfochloride (Membran 1298)

3 g PSU(SO,L1), ; 1s dissolved in NMP. Then 3.32 ¢

2.3 4-trifluorobenzene sulfochloride 1s added. It 1s stirred
until homogenisation. The solution 1s cast onto a glass plate
using a doctor knife and the solvent 1s evaporated at 130-
140° C. and 700 mbar to 1 mbar. Then the membrane is
removed under water and post-treated as follows:

24 h at ambient temperature up to 90° C. 1n 10% Ca(l,

48 h at ambient temperature up to 90° C. mn 1N HCI
48 h at ambient temperature up to 90° C. 1n water
Characterisation Results:

< C (meq SO;H/g): 0.10
RSPHJZ, 0.5N HCI (€2 * cm): 21.8
SW 25° C. (%): 14.8
SW 90° C. (%): 45.6

18. Ionomer Membrane with Pentafluorobenzene
Sulfochloride (Membran 1299)

3 g PSU(SO,L1), ; 1s dissolved in NMP. Then 1.92 ¢
pentafluorobenzene sulfochloride 1s added. It 1s stirred until

homogenisation. The solution 1s cast onto a glass plate using
a doctor knife and the solvent 1s evaporated at 130-140° C.

and 700 mbar to 1 mbar. Then the membrane 1s removed

under water and post-treated as follows: 24 h at ambient

temperature up to 90° C. 1n 10% Ca(l,

48 h at ambient temperature up to 90° C. n 1N HCI

48 h at ambient temperature up to 90° C. in Wasser
Characterisation Results:

~C (meq SO;H/g): 0.99
R, ™, 0.5N HCI (Q * cm): 26.1
SW 25° C. (%): 14.8
SW 90° C. (%): 44

19. JTonomer Membrane with Pentatfluorobenzene
Sulfochloride (Membran 1300)

3 g PSU(SO,L1), , 1s dissolved in NMP. Then 1.92 ¢
pentafluorobenzene sulfochloride 1s added followed by
1.184 g calciumtrifluorsulfonate. It 1s stirred until homoge-
nisation. The solution 1s cast onto a glass plate using a doctor
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knife and the solvent 1s evaporated at 130-140° C. and 700
mbar to 1 mbar. Then the membrane 1s removed under water
and post-treated as follows:

24 h at ambient temperature up to 90° C. 1n 10% Ca(Cl,
48 h at ambient temperature up to 90° C. in 1N HCI

48 h at ambient temperature up to 90° C. in Wasser
Characterisation Results:

<C (meq SO;H/g): 1.01

R,,™, 0.5N HCI (Q * cm): 12.2
SW 25° C. (%): 27
SW 90° C. (%): 69.6

20. ITonomer Membrane with Pentatluorobenzene
Sulfochloride (Membran 1301)

3 g PSU(SO,L1), ; 1s dissolved in NMP. Then 3.84 ¢
pentatluorobenzene sulfochloride 1s added. It is stirred until
homogenisation. The solution 1s cast onto a glass plate using,
a doctor knife and the solvent 1s evaporated at 130-140° C.
and 700 mbar to 1 mbar. Then the membrane 1s removed

under water and post-treated as follows:
24 h at ambient temperature up to 90° C. 1n 10% Ca(l,
48 h at ambient temperature up to 90° C. n 1N HCI

48 h at am]

vient temperature up to 90° C. i water

Characterisation Results:

IEC (meq SO;H/g): 1.25
R.,"*, 0.5N HCI (Q * cm): 8.3
SW 25° C. (%): 41.4
SW 90° C. (%): 136

21. ITonomer Membrane with Pentatluorobenzene
Sulfochloride (Membran 1302)

2.693 g PSU(SO,L1), 5 1s dissolved in NMP. Then 3.45 ¢
pentatluorobenzene sulfochloride 1s added followed by 0.5 g
bis(3-nitro-4-fluorphenyl)sulfone. It 1s stirred until homoge-
nisation. The solution 1s cast onto a glass plate using a doctor
knife and the solvent 1s evaporated at 130-140° C. and 700
mbar to 1 mbar. Then the membrane 1s removed under water
and post-treated as follows:

24 h at am]
48 h at aml

vient temperature up to 90° C. m 10% Ca(Cl,
vient temperature up to 90° C. in 1N HCI

48 h at am]

vient temperature up to 90° C. in water

Characterisation Results:

IEC (meq SO;H/g):

1.16

R.,"*, 0.5N HCI (Q * cm): 7.5
SW 25° C. (%): 30.8
SW 90° C. (%): 207.8

22. ITonomer Membrane with Pentafluorobenzene

Sulfochloride (Membran 1307)

2.822 g RadelR(SO,L1), 1s dissolved in NMP. Then 1.79

g pentafluorobenzene sulfochloride 1s added. It 1s stirred
until homogenisation. The solution 1s cast onto a glass plate
using a doctor knife and the solvent 1s evaporated at 130-
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140° C. and 700 mbar to 1 mbar. Then the membrane is

removed under water and post-treated as follows:

24 h at ambient temperature up to 90° C. i 10% CaC(l,

48 h at ambient temperature up to 90° C. mn 1N HCI

48 h at ambient temperature up to 90° C. in water
Characterisation Results:

~C (meq SO;H/g):

R, 0.5N HCI (Q * cm):
SW 25° C. (%):

SW 90° C. (%):

30.%8

23. Ionomer Membrane with Pentatluorobenzene
Sulfochloride (Membran 1309)

3 g RadelR(SO,L1), 1s dissolved in NMP. Then 2 ml
pentatluorobenzene sulfochloride 1s added. It 1s stirred until
homogenisation. The solution 1s cast onto a glass plate using
a doctor knife and the solvent 1s evaporated at 130-140° C.
and 700 mbar to 1 mbar. Then the membrane 1s removed
under water and post-treated as follows:

24 h at ambient temperature up to 90° C. i 10% CaC(Cl,

48 h at ambient temperature up to 90° C. in 1N HCI

48 h at ambient temperature up to 90° C. in water
Characterisation Results:

IEC (meq SO;H/g):

R.,™*, 0.5N HCI (Q * cm):
SW 25° C. (%):

SW 90° C. (%):

24. Jonomer Membrane with Pentafluorobenzene
Sulochloride (Membran 1310)

3 ¢ PEEK(50,L1), s(SO;L1), < 1s dissolved in NMP. Then
0.5 ml pentafluorobenzene sulfochloride 1s added. It 1s
stirred until homogenisation. The solution 1s cast onto a
glass plate using a doctor knife and the solvent 1s evaporated
at 130-140° C. and 700 mbar to 1 mbar. Then the membrane
1s removed under water and post-treated as follows:

24 h at ambient temperature up to 90° C. 1n 10% Ca(l,

48 h at am]

vient temperature up to 90° C. in 1N HCI

48 h at am

vient temperature up to 90° C. in water

Characterisation Results:
IEC (meq SO,H/g):
R, “*, 0.5N HCI (Q*cm):
SW 23° C. (%):
SW 90° C. (%):

25. Jonomer Membrane with Pentafluorobenzene
Sulfochloride (Membran 1312)

4 g RadelR(SO,L1), 1s dissolved in NMP. Then 2.2 g

pentatluorobenzene sulfochlornide 1s added followed by
1.337 g decatluorobenzophenone. It 1s stirred until homoge-
nisation. The solution 1s cast onto a glass plate using a doctor
knife and the solvent 1s evaporated at 130-140° C. and 700
mbar to 1 mbar. Then the membrane 1s removed under water
and post-treated as follows:

24 h at ambient temperature up to 90° C. 1n 10% Ca(l,
48 h at ambient temperature up to 90° C. mn 1N HCI

48 h at ambient temperature up to 90° C. in water
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Characterisation Results:
[EC (meq SO,H/g):
RSPH“L, 0.5N HCI (2*cm):
SW 23° C. (%):
SW 90° C. (%):

26 Ionomer Membrane with
Decatfluorobenzophenone (Membran 1313)

4.486 ¢ PEEK(SO,L1), <(SO;L1), < 1s dissolved in NMP.
Then 0.235 ¢ decaﬂuorobenzophenone 1s added. It 1s stirred
until homogenisation. The solution 1s cast onto a glass plate
using a doctor kmife and the solvent 1s evaporated at 130-
140° C. and 700 mbar to 1 mbar. Then the membrane is
removed under water and post-treated as follows:

24 h ber RT-90° C. 1 10% Ca(l,
48 h ber RT-90° C. in 1N HCI
48 h be1 RT-90° C. in Wasser

Characterisation Results:
[EC (meq SO,H/g):
R, “*, 0.5N HCI (Q*cm):
SW 25° C. (%):
SW 90° C. (%):
The polymer of the invention has repeat units correspond-

ing to the general formulae (1A), (1B), (1C), (1D), (1E),
(1F), (1G), (1H), (11), (11), (1K), (IL), (1M), (1N), (10),

(1P), (1Q), (IN), (10), (1P), (1Q), (IR), (1S) and/or (1T):

(1A)

_O_Rﬁ_

) (1B)
(1C)
—0O—R®*—S0,—R*—
(1D)
—O0—R®*—S0,—R*—O0—R*—
(1E)
—O0—R®*—80,—R*—0—R°*—R®—
(1F)
I

O—R6—C—RO—

CH;

—O—R®—S0,—R—

(1G)
—(O0—R*—S0,—R¢—R®—S0O,—Rl—

(1H)

—0—R®*—80,—R*—R®—80,—R*—0—R*—S50,—R°*—

(11)

—ftO—R*—S0,—R*1 50, —R*—R"t-

with 0<X, Y<100%

based on the number of all repeat units

(1)
—O—R*—CO—R®*—

(1K)
—Q0—R¢—CO—R(—COQO—RC—

| -Il

Polyphenylenoxid

10

15

20

25

30

35

40

45

50

55

16

-continued
(1L)

—O0—R*—CO—R*—0—R®*—CO—R®*—CO—R*—
(IM)
—O0—R*—0—Rl—CO—R*—
(1N)

O—R*—(O0—R*—CO—R*—CO—R—

(10)

¢R—NH—R—NHy—

==

mit) <y < 100%
with 0 <X, Y <100%

Yo-y

(1P)
_Rﬁ_

(1Q)

(1R)

—R*—CH=CH—

—CH

R/—CH,—
(1S)

(11)
\
/

Independently of one another here the radicals R® which
are 1dentical or different, are 1,2-phenylene, 1,3-phenylene,
1,4-phenylene, 4.,4'-biphenyl, a divalent radical of a het-
eroaromatic, a divalent radical of a C, , aromatic, a divalent
radical of a C,, aromatic and/or a divalent pyrene radical. An
example of a C,, aromatic 1s naphthalene; of a C, , aromatic,
phenanthrene. The substitution pattern of the aromatic and/
or heteroaromatic 1s arbitrary, 1n the case of phenylene, for
example, R® may be ortho-, meta- and para-phenylene.

The radicals R’, R® and R” designate monovalent, tetrava-
lent and trivalent aromatic or heteroaromatic groups, respec-
tively, and the radicals U, which are 1identical within a repeat
unit, are an oxygen atom, a sulfur atom or an amino group
which carries a hydrogen atom, a group having 1-20 carbon
atoms, preferably a branched or unbranched alkyl or alkoxy
group, or an aryl group as a further radical.

The polymers with repeat units of the general formula (1)
that are particularly preferred 1n the context of the present
invention mnclude homopolymers and copolymers, examples
being random copolymers, such as ®Victrex 720 P and
®Astrel. Especially preferred polymers are polyaryl ethers,
polyaryl thioethers, polysuliones, polyether ketones, poly-
pyrroles, polythiophenes, polyazoles, phenylenes, polyphe-
nylenevinylenes, polyanilines, polyazulenes, polycarba-
zoles, polypyrenes, polyindophenines and
polyvinylpyridines, especially polyaryl ethers:

(1A-1)
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Polyarylthioether:

—Ol

Polyphenylensulfid

(1B-1)

Polysulfone:

+—O——OF

®Victrex 200 P

+—O——Or—1-O-Or

(1C-1)

(11-1)

+-O--O—O-OF
+-0—-0-0—Or
+-0—0-0-0-0~0F
+-O—O+-O0-Of
+-O—0O1-0O—~OF

Polyetherketone:

(1J-1) (1K-1)

—@Q— 1 O—~O—Or

PEKK
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] _ (1L-1)
INg WiNg Wig Wil WiNg \B
PEKEKK
] ] (1M-1)
~-0—0~0
PEEK
] (IN-1)
PEEKK
Polypyrrole:
) _ (1P-1)
N
|
e H -1 n
Polythiophene:
] ] (1P-2)
— S - n
Polyazole:
(15-1)
- - —
\ /
—+ ‘ |/ ‘
N \ \ — N
\
Polybenzimidazol
Polyphenylene:
] ] (1P-3)
Polyphenylenvinylen:
] ] (1Q-1)
_<O} S
Polyanilin:

(10-1)

{O—-O-H4O0—~O1

Polyazulen:
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(1P-4)

1 A

/

Polycarbazol:

ONe

o - 11

Polypyren:

(1P-5)

(1P-6)

Polyindophenine:

o -0

(1P-7)

T 1

Polyvinylpyridin:

(1R-1) (1R-2)

NS NN

(1R-3)

Especially preferred 1n accordance with the invention are 1s preferably an integer greater than or equal to 10, 1n
cross-linked polymers with repeat units of the general for- 55 particular greater than or equal to 100.
mula (1A-1), (1B-1), (1C-1), (1I-1), (1G-1), (1E-1), (1H-1), In one particularly preferred embodiment of the present

(11-1), (1F-1), (1J-1), (1K-1), (1L-1), (1M-1) and/or (1N-1). invention, the numerical average of the molecular weight of
the macromolecular chain 1s greater than 25,000 g/mol,

approprately greater than 50,000 g/mol, in particular greater
than 100,000 g/mol.

In the context of the present invention, n designates the
number of repeat units along one macromolecule chain of

the cross-linked polymer. This number of the repeat units of ©Y

the general formula (1) along one macromolecule chain of The mvention claimed 1s:

the cross-linked polymer 1s preferably an integer greater 1. Modified polymers or polymer blends or polymer
than or equal to 10, in particular greater than or equal to 100. (blend) membranes or polymer moulded bodies, comprising
The number of repeat units of the general formula (1A), a polymer containing at least sulfinate groups SO,.M, a

(1B), (1C), (1D), (1E), (1F), (1G), (1H), (1I), (1J), (1K), 65 polymerblend contaiming at least sulfinate groups SO,M, a
(1L), (1M), (1N), (10), (1P), (1Q), (1R), (15) and/or (1T) polymer(blend)membrane containing at least sulfinate

along one macromolecule chain of the cross-linked polymer groups SO,M or other moulded bodies containing at least
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sulfinate groups SO,M, wherein M represents 1-, 2- or
3-valent metal cation or ammonium 1on NR,™, wherein R
represents H and/or alkyl and/or Aryl or imidazolium 1on or
pyrazolium 1on or pyridinium 1on, wherein sulfinate groups
are subjected to S-alkylation reactions of the sulfinate group,
wherein ALK represents any alkylation agent or mixture of
different alkylation agents, that react by S-Alkylation either
by substitution or by addition (with olefins with electron-
attracting groups) with the sulfinate group:

Poly S + (0,0ln—-80n) ALK ——

OM 0,1-8n

Poly—1—S—ALK

thereby the alkylation agent shows 1 or 2 or >2 alkylation
groups.

2. The modified polymers or polymer blends or polymer
(blend) membranes or polymer moulded bodies according to
claim 1 wherein M represents alkali 1ons selected from the
group consiting of Li", Na*, K* Rb™, and Cs™ or M
represents other monovalent cations selected from the group
consisting of Cu® and Ag™*, wherein 0,1 to 8 alkylation
groups and respecive sulfinate groups per polymer repeat
unit are present, and the alkylation agent or mixture of
alkylation agents includes 1 or 2 groups which can be
alkylated.

3. The modified polymers or polymer blends or polymer
(blend) membranes or polymer moulded bodies according to
claiam 1 wherein alkylation agents are selected from the
group consisting of

high-molecular or low-molecular halogen compounds
(Hal) -Al or (Hal), -Ar or (Hal-CH,), -Ar or (Hal-Ar) -
Al, wherein n represents a number between 1 and 1000,

sultones,

epoxy groups containing high-molecular or low-molecu-
lar compounds,

alkoxy groups containing high-molecular or low-molecu-
lar compounds,

tosylate groups containing high-molecular or low-mo-
lecular compounds,

other nucleophilic leaving groups,
and

olefin groups with electron-attracting groups containing,
high-molecular or low-molecular compounds contain-
ing organic compounds, wherein R=alkyl, aryl, hetaryl,
any organic radicals, M represents alkali 1ons or alka-
line-earth 1ons or any monovalent or bivalent metal
cation or ammonium cation, polymer represents any
polymer main chain, Hal represents F, Cl, Br, I, x
represents a number between 2 and 20, X represents
clectron-attracting-groups, n represents the number of
repeat units (RU) of the base polymer:

Polymer—SOM)o 1gy + (U,01-8Un) Hal—R -MH&IF

Polymer—tS0,—R)g 18y

5

10

15

20

25

30

35

40

45

50

55

60

65

24

-continued

[

(0,01-80n) (CRy)x | —

UOZ

Pmlymer—(SOz—&CRzﬂ?SO3M)

(0,01-80n) CH,—CHX —

Polymer —SO,M)g jg, +

0,1-8n
Polymer—¢tSOsM)p 1gn +

Pﬂlyﬂlﬂf _ﬁ 802 - CH2 S CH2X)[L 1-8n

O
/ \

(0,01-80n) H,C—CH—R ——»

(‘]H
Polymer SO,—CH,—CH—R
0,1-8n-

4. The modified polymers or polymer blends or polymer
(blend) membranes or polymer moulded bodies according to
claim 3 wherein the sultone 1s a 4-, 5-6- or 7-ring-sultone, 1n
which also benzosultones can be used:

Polymer—¢SO>M)g g0+

Ry Ry
R, O
| R, O
R, S=—0 S<
| R, / 0
R, O O
R
R 1R]
R, R R
I I R, LR,
R, O
“Zo R Y
R, R, S
| A
R, 5 | ~o
R, R, O
R
Ry Ry R, R, R,
Re o o o
" \/" &, \/
\ \
O O
R R
O R
R, R, Ry

Ry =H and/or Hal, C,H>p.1, CyHalop 1 with n = 1-30 and Hal =F, Cl, Br, I.

5. The modified polymers or polymer blends or polymer
(blend) membranes or polymer moulded bodies according to
claim 3 or 4 wherein the sultone 1s a sultone 4- or 3-ring-
(benz)sultones.

6. The modified polymers or polymer blends or polymer
(blend) membranes or polymer moulded bodies according to
claim 3 wheremn halogen containing compounds include
those compounds that contain one or more anmion exchange
groups:

Rl A@ Rl A@

l®

Hal— (CH>),,— P—R;

R,

®
Hal— (CH,),,— N—R|

R
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R e R e

Hal— Ar—N—R®  Hal—Ar—P—R®

R] Rl
Rl Ae
Ic
Hal— Ar—(CH,),,— I"J— R,
R
Rl A@
l®
Hal— Ar—(CH,),, I" R,
R
Rl A@
@
Hal—(CH,),,— Ar N—R;
R
Rl A@
@

Hal— (CH,),;,— Ar— P—R|

R,

m = 1-30, Ry = H and/or C,H>j.1, and/or Aryl, Hetaryl, Phenyl, with
n=1-30 and A = Hal (F, Cl, Br, I), OH, any anion, Ar = any Arylene radical.

7. The modified polymers or polymer blends or polymer
(blend) membranes or polymer moulded bodies according to
claim 6 wherein m represents a number between 1 and 10,
R, represents C_ H, _, with n represents a number between 1
and 12 and/or phenyl and Hal represents Cl, Br or I and Ar
represents 1,4-phenylen.

8. The modified polymers or polymer blends or polymer
(blend) membranes or polymer moulded bodies according to
claim 3 wherein the halogen compound 1s a benzyl com-
pound wherein R represents any organic radical:

Hal—CH, \/\
@)

R

9. The modified polymers or polymer blends or polymer
(blend) membranes or polymer moulded bodies according to
claim 8 wherein the benzyl compound 1s:

A N
‘ \>7CH2—C1
N N
\

H

TTUONANAN AN N
A\
QO
H
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-continued
0
/\ /CHE—CI
UL O
O
COOH
CH,—Cl
PN /
Vs N
. (I~
\/\CHz—Q S
X COCI
CICH, CH,
T
O
Y CH,CI
CH,CI
COC]
)\ /CHz—Cl
/\..---'N\
| N
QL LI,
\/\CHECI N
0

CICH, 5 )-L
> ‘ NH
I I P
Cl O ClCHz/ N 0O

H
O\ Q -
XN CH,CI
O CH,ClI

O CH,CI NCO

H;CCH,O \ / O ~
NCO
CH,Cl CH,ClI
i i NCO
O CH,Br

/\/CHz_BI'
J O

COOH

L
s
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CH>Br 0 0
5 |
\ ” / 5 Hal— Ar—(CH>)y, I" X Hal—(CHy)py—S X
. I
CN Hal— Ar— (CH»),,—B  Hal—(CH,),,—Ar—C—X
CH,Br 10 \
X
O
0-N O CH,Br X [
\@/ Hal —(CH,),— Ar— P—X
H;CO O O 15 ;l;

CH,Br CH,Br

O X
| /
Hal— (CHs)y— Ar—S—X Hal— (CH,);,— Ar—B

O O ‘ \
20 O X
() O m = 1-30, Hal = F, Cl, Br,
H H /O> Ar = any Arylene radical

CH,COOH CH,—C—0O—CH, X.= OM (M = H or any cation), Hal, OR{, N(R),,
with Ry = H and/or C,H>_ 1, and/or Aryl, Hetaryl,
Phenyl, with n = 1-30, NHR, with Ry = C k>4 and n = 1-30.

25

10. The modified polymers or polymer blends or polymer
(blend) membranes or polymer moulded bodies according to
claim 3 wherein the halogen compound a haloamine:

12. The modified polymers or polymer blends or polymer
(blend) membranes or polymer moulded bodies according to
claim 11 wherein the halogen compound includes:

30
R Ry
| | %
Hal— (CH,),—N—ZR, Hal— Ar— N—R, o 4
Cl—CH,—C 0O
Rj | \ /
| Br— (CH,),—S—ONa CH,—C
Hal— Ar— (CH,),,— N—R, 33 | \
R, O OC,H;
| F F
Hal— (CH,),;— Ar— N—R,
m = 1-30, R; = H and/or C,H d/or Aryl OH 0
n 1 dlPOr Lpl5y 1, ANWOT ¥is
Hetaryl, Phenyl, with n = 1-30 Ar = any Arylene radical. H
40 F B Cl_(CHg)z_C_Cl
| OH
11. The modified polymers or polymer blends or polymer . .
(blend) membranes or polymer moulded bodies according to
claim 3 wherein the halogen compound contains cation ﬁ (‘:‘)
exchange groups or their non-ionic precursor: 43 Br—(CHZ)z—I"—OCZHS Cl_(CHz)z_ﬁ_Cl
OC,Hs O
I I I I
Hal=——(CHy)p—C—X Hal——(CHy), f“' X 50 F O S‘ Cl F4<C>>7?—Cl
X O O
0 /
| " F
Hal— (CH,),,—S—X Hal— Ar—(CH,),,— B\ .
C‘) X 55
O O
[ [ CIO,S Q F T O SO,Cl
Hal— Ar—C—X Hal— Ar I" X /
X o F F
X F
/ /
Hal— Ar X Hal—/™Ar—2B

O=—=uvn=0

0
| OO~
X SO,Cl F S—Cl
0 |
| 65 O

Hal— Ar— (CH,),,—C—X . .
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-continued

H

N
O

I
F4<Q>78‘—N—S—CF3
O

O

13. The modified po

®
O=wn=0
7,

CF;

O H O
| -
S— N—S—CFs.
| |
O O

lymers or polymer blends or polymer

(blend) membranes or polymer moulded bodies according to

claim 3 wherein the |

nalogen compounds are arylhalogen

compounds or hetaryl.

nalogen compounds.

14. The modified polymers or polymer blends or polymer
(blend) membranes or polymer moulded bodies according to
claim 13 wherein the halogen compounds contain sub-

structures:

OH
O 0
N N ) H;C N )\ NH>

N/ |
Nota oS
7\ VAR
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Cl b

A AN A
omele

Cl
H3CO\£N;L F1C N F
ON \I:QJ/
Cl

Polymer—S0O,M + Hal—~Z

H;C

N »  Polymer—5N0,— 7.

15. The modified polymers or polymer blends or polymer
(blend) membranes or polymer moulded bodies according to
claam 13 wherein the halogen compounds, reactive dyes
include reactive groups selected from the group consisting
of dichlorotriazine, difluoropyrimidine, monofluorotriazine,
dichlorochinoxaline, monochlortriazine, trichloropyrimi-
dine, mononicotinic acid triazine, and Michael-acceptors
such as vinylsulione or their sulphuric acid ester

Cl I

N)\N
D\.N)\Q)\Cl D\N/Q)\
| |

H H
b

N)\N
wos
| |

H

D\N)\N)\N/\/COOH
|

0O
N Cl
T
H
Y
Cl Cl
)\ Cl
@) \,@
O L O
\r‘q N T"" SN N Cl
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0C,H;s

N N
)\ )\ I
D |
I‘\T N TH D—ﬁ—CHg—CHg—O—803H
H R O
O O

D—S—CH=—CH, D—>—CF=—=CFCL

O O

16. The modified polymers or polymer blends or polymer
(blend) membranes or polymer moulded bodies according to
claiam 14 wherein the reactive dyes may contain chro-
mophores selected from the group consisting of

Azo with arylpyrazol-5-one as coupling component,
Azo with I-acid as coupling component (CC),

Azo with H-acid as CC,

Azo-copper complex with H-acid as CC,
Coppercomplex-formazane,

Phtalocyanine,

Anthrachinone,

Triphendioxazine,

Disazo with H-acid as CC, and

Azo-Coppercomplex with 1-aryl-pyrazol-3-on as CC.

17. The modified polymers or polymer blends or polymer
(blend) membranes or polymer moulded bodies according to
claim 16 wherein base polymers of the modified polymers,
polymer blends, polymer (blend) membranes include:

polyolefines such as polyethylene, polypropylene, poly-

isobutylene, polynorbornene, polymethylpentene,
polyisoprene, poly(1l.4-butadiene), poly(1,2-butadi-
ene),

styrol(co)polymers such as polystyrol, poly(methylsty-
rol), poly(a.,p,p-tritluorstyrol), poly(pentatluorostyrol),
perfluorinated 1onomers such as Nafion® or the SO,Hal-
precursor or the SO,M-precursor wherein Hal repre-
sents F, Cl, Br, I,
sulfonated PVDF and/or the SO,Hal-precursor, in which
Hal represents fluorine, chlorine, bromine or 1odine,
(het)aryl mainchain polymers such as:
polyetherketones such as polyetherketone PEK, poly-

ctheretherketone PEEK, polyetheretherketonketone
PEEKK, polyetherketonether-ketonketone
PEKEKK, polyetheretherketonketone PEEKK,
polyetherketonketone PEKK,

polyethersulfone such as polysulfone and polyphenyl-
sulfone,

poly(benz)imidazole and other oligomers and polymers
containing the (benz)jimidazol-umt, in which the
(benz)imidazol group can be present in the main
chain or 1n the side chain,

polyphenylenether such as poly(2,6-dimethyloxyphe-
nylen), poly(2,6-diphenyloxyphenylen),

polyphenylensulfide and copolymers,
poly(1.4-phenylene) or poly(1,3-phenylene), which can
be modified i the side chain with benzoyl-, naph-

toyl- or o-phenyloxy-1.,4-benzoylgroups, m-pheny-
loxy-, 1,4-benzoylgroups or p-phenyloxy-1,4-ben-
zoylgroups,
poly(benzoxazole) and copolymers,
poly(benzthiazole) and copolymers,
poly(phtalazinone) and copolymers, and
polyaniline and copolymers.
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18. The modified polymers or polymer blends or polymer
(blend) membranes or polymer moulded bodies according to
claim 17 wherein base polymers (Het)aryl main chain poly-
mers consist of the following construction units where R
represents construction units, Br(G represents bridging
groups between construction units and n represents the
number of polymer repeat units (RE)

(—(R—BrG), —):

R, R,
o @R 1
R, R,
OO0
NN
R, R, R Rj
/[:/ N NN
R, R,
O©
~
R, R
e ‘\ X e ‘\ X
D (-
s Y / F Y
Rj
X X
(= -
/ Y Y
R, R, R,
- SR \©[/
P v N N
R R,
X NN
- 2
Y X Z
R, R R, R
/\I‘\ ‘/ SN
\N N/ \N/ 2"
R, R,
/\\‘/ N \,//N\‘/N\
N NP D N N
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N N
\N/ \N/ N
R; =ChHpyp g or Aryl
with n = 1-30
Ry = C(CpHpp-1)2 or
C(Cobana )
withm=0or1
n=1-30
X =N
Y =0, S, NH
I I
BrG = S S — Si —_ (O
O
I I

\/:
19. The modified polymers or polymer blends or polymer
(blend) membranes or polymer moulded bodies according to

claim

34

18 polymer includes aryl main chain polymers

selected from the group consisting of

polyethersulifones;

5 polyphenylene such as poly-p-phenylene, poly-m-Phe-
nylene and poly-p-stat-m-phenylene;

polyphenyleneether such as poly(2,6-dimethylphenyle-
necther) and poly(2,6-diphenylphenyleneether);

polyphenylensulfide,

10

polyetherketone such as polyetheretherketone PEEK,

Polyetherketone PEK, polyetheretherketoneketone

PEEKK, polyetherketoneketone PEKK, polyetherke-
tonetherketoneketone PEKEKK.

15 20. The modified polymers or polymer blends or polymer
(blend) membranes or polymer moulded bodies according to

claim 19 wherein the polymers can carry in addition the
following functional groups in any position: NO,, Hal, R,
N(R,),, SO,R,, NO, SO,Hal, SO,N(R,),, Re=C,C,
20 H,,,_1)0,-15 Roe=C, (Hal),,,_;, Re=C,(C, (Hal),,,_,),,,_, (n=1-
20), H, Hal (Hal=F, Cl, Br, I), Ry, OR, mit R,=C (Hal),, _,,
Ro=C,(C,Hy, 1 )21 Ry=C,(Hal),,_,, Ro=C,(C,
(Hal),, _,),._, (n=1-20), phenyl, naphtyl, anthracenyl, aryl,
hetaryl, N(R,),, N;, NO,, ONO, nitroalkyl, nitroaryl,

2> CO0O

R,



UNITED STATES PATENT AND TRADEMARK OFFICE
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